s3
JAI LC-9130NEXT System equipped with JAIGEL-2H and -2.5H columns, a JAI UV-370 NEXT, and a JAI RI-700 NEXT, or performed with a SHIMADZU LC-20AP System equipped with a Shodex K-4003L column, a SHIMADZU SPD-20A, and a SHIMADZU RID-10A using CHCl 3 as the eluent at a flow rate of 14 mL min -1 .
Analytical size-exclusion chromatography (SEC):
Analytical SEC was performed with a GLScience GL-7400 HPLC System equipped with Shodex columns, a GL-7410 HPLC pump, a GL-7400 UV detector, and a GL-7454 RI detector using THF as the eluent at a flow rate of 0.6 mL min -1 .
Synthesis of 2 KI (3.32 g, 20 mmol) and KIO 3 (1.86 g, 8.7 mmol) were added to a stirred suspension of 3-bromophenol (5.00 g, 28.9 mmol) in a mixed solvent of H 2 O (120 mL) and H 2 SO 4 (3 mL), and the mixture was stirred at r.t. After 18 h, the reaction was quenched with Na 2 S 2 O 4 aq. and filtrated with Celite. The solution was extracted with EtOAc, and the organic layer was washed with brine and NaHCO 3 aq., dried over Na 2 SO 4 . The solvent was removed under reduced pressure, and the residue was purified by column chromatography on silica gel (hexane) and preparative SEC using CHCl 3 as the eluent, to give 2 as a white solid (4.08 g, 47% 15, 158.29, 140.42, 125.89, 123.07, 116.01, 99.30, 99.14, 99.07, 98.96, 98.94, 98.89, 84.73, 82.54, 82.50, 82.48, 82.45-82.37 (several peaks overlapped), 82.32, 82.28, 82.21, 82.17, 81.46, 80.55, 80.43, 80.40, 80.13, 80.07 (several peaks overlapped), 72.45, 72.07, 72.04, 71.95, 71.79, 71.45, 71.42, 71.36, 71.34, 71.61, 69.11, 61.89, 61.59, 61.55, 61.53, 61.45, 60.58, 59.29, 59 .14 (several peaks overlapped), 59. 150.56, 149.95, 142.05, 136.92, 134.87, 133.52, 133.23, 132.40, 130.14, 128.31, 124.55, 122.19, 120.18, 116.39, 106.57, 99.34, 99.24, 99.17, 98.99, 98.93, 82.70, 82.57, 82.52, 82.48, 82.45, 82.39, 82.32, 82.25, 82.16, 81.54, 80.52, 80.39, 80.22, 80.15, 79.98, 72.46, 72.15, 71.97, 71.88, 71.46, 71.42, 71.33, 70.83, 62.05, 61.59, 91.57, 61.54, 61.48, 61.45, 59.35, 59.29, 59.12, 59.09, 58.85, 58.79, 58.75, 58.68, 58.66, 58.13 99.77, 83.57, 82.86, 82.83, 82.54, 82.37, 82.29, 82.28, 82.24, 82.20, 82.12, 82.08, 82.01, 81.40, 81.33, 81.29, 71.55, 71.34 137.65, 136.16, 133.21, 125.32, 122.92, 121.76, 99.48, 96.41, 28.94, 27.26, 18.67, 13.66, 11.34, 10 .91. and glacial AcOH (3.0 mL). To the solution, NBS (9.2 mg, 52 mol) was added portionwisely at 0 °C and the mixture was stirred at 0 °C for 2 h. The mixture was poured into sat. NaHCO 3 aq. and extracted with CHCl 3 . The organic layer was dried over Na 2 SO 4 and evaporated in vacuo. The residue was purified by preparative GPC to give 17 (78 mg, 88%). 99, 136.32, 134.41, 130.67, 127.59, 119.90, 117.82, 106.05, 83.92, 24 .87. 46, 141.19, 139.12, 136.39, 132.95, 132.14, 132.12, 132.06, 131.95, 131.92, 131.36, 131.14, 129.93, 129.51, 128.55, 128.45, 127.65, 124.25, 121.85, 119.92, 117.82, 116.34, 106.02, 99.00 (several peaks overlapped), 98.96, 98.92, 98.74, 82.11, 82.08, 82.06, 82.00, 81.93, 81.91, 81.81, 81.80, 81.77 140.09, 139.91, 139.89, 136.86, 131.93, 130.48, 129.77, 127.83, 127.67, 126.87, 124.45, 121.97, 116.49, 99.15, 99.04, 98.96, 98.91 (several peaks overlapped), 82.55, 82.50, 82.47, 82.42, 82.38(several peaks overlapped), 82.22, 82.17, 82.13 (several peaks overlapped), 81.19, 80.52, 80.37, 80.34, 80.13 (several peaks overlapped), 79.82, 72.31, 72.16, 71.95, 71.85 (several peaks overlapped), 71.42, 71.37, 71.33, 70.63, 61.67, 61.56, 61.50, 61.47, 61.43, 59.20, 59.16, 59.10, 59.08, 59 . Pd 2 (dba) 3 (5.9 mg, 0.0064 mmol), XPhos (12 mg, 0.024 mmol) and 1-butanol (1.0 mL) were added. To the solution, 20 was added and the mixture was stirred at 100 °C overnight. The mixture was filtered through a pad of Celite and extracted with EtOAc. The organic layer was dried over Na 2 SO 4 and the solvent was removed under reduced pressure. The crude product was purified by preparative GPC to give 23 as a white solid (61.6 mg, 60%). MALDI-TOF
